C NMR spectra S12
Copies of mass spectra S20
Optical rotatory power determination S24
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Materials
All the substrates were supplied by Sigma-Aldrich and used without any further manipulation. For the reactions carried out in solvent, toluene was supplied by SigmaAldrich and was used as received. The features and the suppliers of the supports and the copper catalysts are reported in Table S1 .
Thermogravimetric analysis (TGA) to determine the surface hydroxy groups number was performed on Perkin Elmer 7 HT thermobalance. The analyses were performed by heating the sample from 50 °C to 1,000 °C with a temperature ramp of 5 °C/min. The water loss was evaluated in the range of 250-900 °C. 
Experimental procedure for S-alkylation of alcohols without solvent
In a typical reaction the alcohol (0.8 mmol) and the thiol (0.8 mmol) were introduced into a glass tube with a screw cap contained SiAl 0.6 (10 mg). Reactions were carried out under atmospheric air and constant magnetic stirring (1000 rpm) using a Teflon-coated magnetic stir bar at the chosen temperature (oil bath temperature). After reaction, the mixture has been decanted and the product and the catalyst filtered off by a PTFE syringe filter. 138.9, 136.2, 129.3, 128.9, 128.8, 127.2, 114.2, 55.7, 43.3, 36.0, 231. [M]+: m/z calcd: 258.11 ; found: 258.1, 135.1, 120.0, 105.0, 91.0, 77.0, 65.0, 59 .0. 135.6, 134.0, 133.3, 132.7, 131.4, 130.2, 128.8, 128.5, 128.0, 127.8, 126.7, 126.4, 114.2, 55.7, 47.7, 22.9 .
[M]+: m/z calcd: 294.11 ; found: 294.1, 160.0, 135.0, 128.1, 115.1, 102.1, 91.1, 79.1, 65 .0.
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Compound 3d: cyclohexyl(1-(4-methoxyphenyl)ethyl)sulfane 8, 137.2, 128.5, 114.2, 55.6, 43.1, 42.2, 34.3, 33.7, 26.4, 26.3, 23.6 .
[ 138.7, 130.5, 129.4, 128.9, 127.3, 114.3, 55.7, 35.9, 35. 3, 138.3, 136.1, 128.9, 128.9, 128.3, 126.7, 126.6, 111.6, 48.4, 34.6, 30.3, 20.96 .
[M]
+
